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In certain aspects, the present invention relates to methods for
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of a fluorinated olefin by controlling the reaction conditions
and parameters. In further aspects, the hydrogenation reac-
tion 1s provided in a two stage reaction wherein the reactant
amounts, temperature and other parameters are controlled
such that the conversion percentage, selectivity, and reaction
parameters are all within commercially acceptable levels.
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PROCESSES FOR THE HYDROGENATION
OF HALOGENATED ALKENES AND THE

MANUFACTURE OF FLUORINATED
OLEFINS

FIELD OF THE INVENTION

The present invention relates to processes for producing
haloalkenes, particularly, though not exclusively, 2,3,3,3-tet-
rafluoropropane (HFO-1234y1) and/or 1,2,3,3,3-pentatluoro-
propene (HFO-1225ve).

BACKGROUND OF THE INVENTION

Chlorine-containing compounds, such as chlorofluorocar-
bons (CFCs), have been employed as refrigerants, foam
blowing agents, cleaning agents, solvents, heat transier
media, sterilants, acrosol propellants, dielectrics, fire extin-
guishing agents, and power cycle working fluids. Such chlo-
rine-containing compounds have proven to be detrimental to
the Earth’s ozone layer. Many of the hydrofluorocarbons
(HFCs), used as the substitutes of CFCs, have been found to
contribute to global warming. For these reasons, there 1s a
worldwide eflfort to develop new compounds that are more
environmentally benign while at the same time being as effec-
tive, or more effective, from a performance standpoint.

Applicants have come to appreciate that 1,1,1,2,3-pen-
tatluoropropene (HFO-1225ye) and 1,1,1,2-tetratluoropro-
pene (HFO-1234y1) are each useful in one or more of the
above mentioned applications. Accordingly, compositions
containing either or both fluormated olefins are among the
materials being developed for such use.

Methods for producing HFO-1234yfand HFO-1225ye are
known. In one example, it 1s known that hexatluoropropylene
(HEP) can be hydrogenated to produce 1,1,1,2,3,3-hexafluo-
ropropane (HFC-236e¢a). HFC-236¢a 1s then used as a reac-
tant in a dehydrogenation reaction to produce HFO-1225ye. It
1s further known that HFO-12235ye can be hydrogenated to
produce 1,1,1,2,3-pentatluoropropane (HFC-245¢b) and that
HFC-245¢eb can then be dehydrofluorinated to produce HFO-
1234v1.

U.S. Pat. No. 8,013,194, the contents of which are incor-
porated by reference herein, further provides that HFO-
1225ye and HFO-1234vy1 can be produced 1n a single facility.
Most notably, it was realized that the hydrogenation of HEP
can yield both HFC-236¢a and HFC-245¢b and that these two
products can be simultaneously dehydrofluorinated to pro-
duce HFO-1225yve and HFO-1234v1, respectively. Process-
ing conditions are taught to be adjustable, so as to favor the
selective conversion of one hydrofluoroolefin over the other.
Catalysts that may be used for such reactions were taught to
include metal catalysts, even more preferably one or more
transition metal-based catalysts (including 1n certain pre-
terred embodiments transition metal halide catalysts), such as
FeCl,, chromiumoxyiluoride, N1 (including N1 mesh), NiCl,,
CrF,, and mixtures thereot, supported or 1in bulk. Other cata-
lysts include carbon-supported catalysts, antimony-based
catalysts (such as SbC(l;), aluminum-based catalyst (such as
AlF,, Al,O,, and fluorinated Al,QO;), palladium-based cata-
lysts, platinum-based catalysts, rhodium-based catalysts and
ruthentum-based catalysts, including combinations thereof.

Other examples of methods for the production of HFO-
1225ye and HFO-1234yT are set forth 1n, at least, U.S. Pat.
No. 7,560,602, which 1s assigned to the assignee of the
present invention and 1s incorporated heremn by reference.
This patent discloses a similar dehydrohalogenation process
tor producing 2,3,3,3-tetratluoropropene (1234yf) and 1,1,1,
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2.3-pentafluoropropene (HFO-1225ye) by catalytic dehy-
drofluorination ot 1,1,1,2,3-pentafluoropropane (245eb) and
1,1,1,2,3,3-hexafluoropropane (HFC-236ea), respectively.
Preferred dehydrohalogenation catalysts include fluorinated
chromium oxide catalysts, aluminum fluoride catalysts, ferric
fluoride catalysts, mixtures of magnestum fluoride and alu-
minum {fluoride catalysts, nickel-based catalysts, carbon
based catalysts, and combinations thereof.

Alternative agents for such dehydrohalogenation reactions
are also known. U.S. Patent Application Publication No.
20100029997, for example, teaches the production of hydroi-
luoroolefins (e.g. HFO-1234y1) by dehydrohalogenating
HFC-245¢eb by contacting it to potassium hydroxide (KOH),
sodium hydroxide (NaOH), Ca(OH),, Ca0O, and combina-
tions thereof. While, 1n certain embodiments, dehydrohalo-
genation agents include KOH, alternative agents also include
[1OH, Mg(OH), and NaOH.

Applicants have come to appreciate that in commercial
production or large scale production of fluorocarbons, such as
HFO-1234y1 and HFO-1225ye, reactions utilizing hydrogen
present significant challenges. Hydrogenation reactions are
typically highly exothermic, which creates challenges for
thermal management of a large reactor system, particularly at
a commercial or large manufacturing scale. Also, the ability
to effectively utilize hydrogen to achieve a high conversion of
the starting material 1s critical to an economic process. Safety
in dealing with hydrogenation processes 1s also critical, as the
temperatures of the reaction can easily reach extremely high,
and unsate, levels.

SUMMARY OF THE INVENTION

The present invention relates, at least 1n part, to methods of
increasing the cost efficiency and improving the safety for
halogenation production of a fluorinated alkane using a flu-
orinated olefin starting reagent, and 1n further embodiments
to the use of such alkanes 1n the production of desired fluori-
nated olefin products.

In certain non-limiting embodiments, the present invention
relates to methods for producing at least one halogenated
alkane by first providing a starting material stream compris-
ing at least one halogenated alkene according to Formula (I)

(CXHYS—H) (CRlaREE?)ECXICHmXE—m

and at least one halogenated alkane according to Formula (1I)

(CX}:YS—H) (CRI HREE?)EC HXCHH: +1X2—m:

where: each X 1s independently Cl, F, I or Br, provided that at
least two Xs are F; each Y 1s independently H, Cl1, F, I or Br;
each R' is independently H, Cl, F, 1, Br or unsubstituted or
halogen substituted methyl or ethyl radical; each R, 1s inde-
pendently H, Cl, F, I, Br or unsubstituted or halogen substi-
tuted methyl or ethyl radical; n1s 1, 2 or 3; a and b are each O,
1 or 2, provided that a+b=2; mi1s 0, 1 or 2;and z1s 0, 1, 2 or
3. In certain non-limiting aspects, the ratio of the halogenated
alkene to the halogenated alkane of the starting material feed
stream 1s from about 1:3 to about 1:235, in further aspects from
about 1:6 to about 1:22, and 1n even further aspects from
about 1:8 to about 1:20.

The starting maternial 1s then hydrogenated to produce an
intermediate material stream by contacting said starting
material stream with a reducing agent (e.g. H,) such that at
least a portion of the alkene of Formula I 1s converted to the
alkane of Formula II. In certain non-limiting aspects, the
hydrogenation step results in a percent conversion of the
alkene 1n the starting material feed stream of between about
25 wt. % and about 75 wt. %, 1n certain preferred embodi-
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ments between about 35 wt. % and about 65 wt. %, 1n further
preferred embodiments between about 40 wt. % and about 60
wt. %, and 1n even further preferred embodiments between
about 45 wt. % and about 35 wt. %.

The intermediate product stream 1s then separated 1nto at
least a first intermediate product stream comprising the alk-
ene of formula I and the alkane of formula II and a second
intermediate product stream comprising the alkene of for-
mula I and the alkane of formula II. The first intermediate
product stream 1s then recycled to the first reactor. In certain
embodiments, prior to being recycled the first intermediate
product stream 1s mixed with additional starting material (1.¢.
additional halogenated alkene), thereby, adjusting the ratio of
the fluorinated alkene to the fluorinated alkane. In certain
non-limiting aspects, the additional starting material 1s pro-
vided such that the resulting ratio of the fluorinated alkene to
the fluorinated alkane 1n the first intermediate product stream
1s from about 1:3 to about 1:25, 1n certain preferred embodi-
ments the ratio 1s from about 1:6 to about 1:22, and 1n further
preferred embodiments the ratio 1s from about 1:8 to about
1:20.

The second intermediate product stream i1s then further
hydrogenated 1n a second reactor to produce a final product
stream. In certain non-limiting embodiments, the final prod-
uct stream comprises less than 20 ppm of the fluorinated
alkene of formula I, 1n certain preferred embodiments less
than 200 ppm of the fluorinated alkene of formula I, and in
turther preferred embodiments less than 2,000 ppm of the
fluorinated alkene of formula I. The resulting product stream
may be stored or otherwise processed. In certain preferred
embodiments, 1t 1s dehydrohalogenated to produce a second
fluorinated olefin of formula I, wherein, 1n certain aspects, the
second fluorinated olefin of formula I has one less fluorine
atom than the starting fluorinated olefin.

In certain non-limiting aspects, one or both of the hydro-
genation reaction above, or otherwise herein, are conducted,
at least 1n part, 1n a liquad phase. Such reaction may also be
conducted 1n the present of a catalyst, which may be selected
from the group consisting of Pd on carbon, Pd/a.-Al,O;,
N1/C, and N1/ Al,QO,.

In additional embodiments, the present invention relates to
methods for producing a fluorinated alkane by providing a
starting material stream comprising hexatluoropropene and
1,1,1,2,3,3-hexatluoropropane. In certain non-limiting
aspects, the ratio of hexafluoropropene and 1,1,1,2,3,3-
hexafluoropropane in the starting material stream 1s from
about 1:3 to about 1:25, 1n certain preferred embodiments the
ratio 1s from about 1:6 to about 1:22, and in further preferred
embodiments the ratio 1s from about 1:8 to about 1:20.

The starting material 1s then hydrogenated with a reducing,
agent (e.g. H,) such that at least a portion of said hexafluo-
ropropene 1s converted to 1,1,1,2,3,3-hexatluoropropane and
to produce an intermediate stream comprising hexatluoropro-
pene and 1,1,1,2,3,3-hexafluoropropane. In certain non-lim-
iting aspects, the hydrogenation step results in a percent con-
version of the hexafluoropropene of between about 25 wt. %
and about 75 wt. %, 1n certain preferred embodiments
between about 35 wt. % and about 65 wt. %, 1n further
preferred embodiments between about 40 wt. % and about 60
wt. %, and 1n even further preferred embodiments between
about 45 wt. % and about 35 wt. %.

The mtermediate product stream 1s then separated 1nto a
first intermediate product stream comprising hexatluoropro-
pene and 1,1,1,2,3,3-hexafluoropropane and a second inter-
mediate product stream comprising hexafluoropropene and
1,1,1,2,3,3-hexafluoropropane. To the first intermediate
product stream additional hexatluoropropene may be added,
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such that the ratio of the hexafluoropropene to the hexatluo-
ropropene 1s from about 1:3 to about 1:23, 1in further aspects
from about 1:6 to about 1:22, and 1n even further aspects from
about 1:8 to about 1:20. The first intermediate 1s then recycled
to the hydrogenation reactor.

The second intermediate stream 1s then hydrogenated 1n a
second hydrogenation reactor to produce a final product
stream. In certain non-limiting embodiments, the final prod-
uct stream comprises less than 20 ppm of hexafluoropropene,
in certain preferred embodiments less than 200 ppm of
hexafluoropropene, and in further preferred embodiments
less than 2,000 ppm of hexafluoropropene. This product
stream may be stored, or 1n certain embodiments, dehydro-
halogenated to form 1,2,3,3,3-pentafluoropropene.

In further aspects, the present invention relates to methods
for producing a fluorinated alkane by providing a starting
material stream comprising 1,2,3,3,3-pentatluoropropene
and 1,1,1,2,3-pentafluoropropane. In certain non-limiting
aspects, the ratio of 1,2,3,3,3-pentatluoropropene and 1,1,1,
2.,3-pentafluoropropane in the starting material stream 1s from
about 1:3 to about 1:25, in certain preferred embodiments the
ratio 1s from about 1:6 to about 1:22, and 1n further pretferred
embodiments the ratio 1s from about 1:8 to about 1:20.

The starting material 1s then hydrogenated with a reducing,
agent (e.g. H,) such that at least a portion of said 1,2,3,3,3-
pentatluoropropene 1s converted to 1,1,1,2,3-pentatluoropro-
pane and to produce an intermediate stream comprising 1,2,
3,3 ,3-pentafluoropropene and 1,1,1,2,3-pentatluoropropane.
In certain non-limiting aspects, the hydrogenation step results
in a percent conversion of the 1,2,3,3,3-pentatluoropropene
of between about 25 wt. % and about 75 wt. %, 1n certain
preferred embodiments between about 35 wt. % and about 65
wt. %, 1n further preferred embodiments between about 40
wt. % and about 60 wt. %, and in even further preferred
embodiments between about 45 wt. % and about 55 wt. %.

The intermediate product stream 1s then separated into a
first intermediate product stream comprising 1,2,3,3,3-pen-
tatluoropropene and 1,1,1,2,3-pentafluoropropane and a sec-
ond intermediate product stream comprising 1,2,3,3,3-pen-
tatluoropropene and 1,1,1,2,3-pentatluoropropane. To the
first intermediate product stream additional 1,2,3,3,3-pen-
tatluoropropene may be added, such that the ratio of the
1,2,3,3,3-pentafluoropropene to the 1,1,1,2,3-pentatluoro-
propane 1s from about 1:3 to about 1:23, in further aspects
from about 1:6 to about 1:22, and 1n even further aspects from
about 1:8 to about 1:20. The first intermediate 1s then recycled
to the hydrogenation reactor.

In certain non-limiting embodiments, the final product
stream comprises less than 20 ppm of 1,2,3,3,3-pentatluoro-
propene, in certain preferred embodiments less than 200 ppm
of 1,2,3,3,3-pentafluoropropene, and in further preferred
embodiments less than 2,000 ppm of 1,2,3,3,3-pentatluoro-
propene. This product stream may be stored, or i1n certain
embodiments, dehydrohalogenated to form 2,3,3,3-tetrafluo-
ropropene

Additional embodiments and advantages of the instant
invention will be readily apparent to one of skill 1n the art

based on the disclosure provided herein.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 1s a process flow diagram showing the conversion of
a fluoroolefin to a fluoroalkene according to an embodiment
of the present invention.

DETAILED DESCRIPTION OF THE INVENTION

Traditional processes for the production of fluorocarbons
that utilize hydrogenation technology, such as 1n the manu-
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facture of HFC-134a, utilize large vapor recycle streams or a
large shell and tube type reactor to handle the thermal man-
agement 1ssues of the hydrogenation step. Application of
these types of technologies may be uneconomical due to large
equipment sizes and difficulties in process control. The pro-
cess of the present invention, at least 1n part, utilizes reactions
that take place primarily in the liquid phase resulting in
smaller and more economical large-scale equipment, more
robust process control, near complete utilization of hydrogen,
and an overall safer process than previously described pro-
Cesses.

To this end, and in certain aspects, the present invention
relates, at least 1n part, to methods of increasing the cost
eificiency and safety for hydrogenation of a fluorinated olefin,
preferably 1n a commercial or large-scale manufacturing set-
ting, by controlling the reaction conditions and parameters.
As used herein, the term “reaction conditions™ or “reaction
parameters” 1s intended to include the singular and means
control of any one or more processing parameters, including
possibly using or not using a reaction vessel or stage, which
can be modified by the operator of the reaction to produce the
conversion and/or selectivity of the feed material 1n accor-
dance with the teachings contained herein. By way of
example, but not by way of limitation, conversion of the feed
material may be controlled or regulated by controlling or
regulating any one or more of the following: the temperature
of the reaction, the flow rate of the reactants, the presence of
diluent, the amount of catalyst present 1n the reaction vessel,
the shape and size of the reaction vessel, the pressure of the
reaction, and any one combinations of these and other process
parameters which will be available and known to those skilled
in the art in view of the disclosure contained herein.

In one aspect, the present invention relates to hydrogena-
tion of a fluorinated olefin (e.g. a pentafluoropropene and/or
hexafluoropropene) to form a fluorinated alkane (e.g. pen-
tatluoropropane and/or hexafluoropropane), wherein the
amount of the starting fluorinated olefin 1s diluted prior to
hydrogenation with a fluorinated alkane, in preferred aspects
it 1s diluted with at least the targeted fluorinated alkane prod-
uct of the hydrogenation reaction. The reaction conditions
may be controlled so as to produce a product stream wherein
only a portion of the starting olefin was converted. From this
product stream, a first portion, containing both the fluorinated
olefin starting reactant and the fluorinated alkane product, 1s
1solated and recycled back to the reactor. To this first portion,
additional fluorinated olefin starting material may be added
betore 1t 1s recycled to the hydrogenation reactor. The remain-
ing portion of the product stream, which 1s also comprised of
fluorinated olefin and fluorinated alkane, 1s then provided to a
second reactor for continued hydrogenation. The rate of
hydrogen tlow 1s controlled 1n this second reaction so as to
control the fluorinated olefin conversion, temperature and
pressure of the reaction. The final product produced from the
second reaction may then be used or otherwise further pro-
cessed, as required. In certain preferred embodiments, 1t 1s
then dehydrohalogenated to produce the desired fluoriated
olefin product or an intermediate product that may be further
processed.

In certain embodiments, the fluorinated olefins of the
present mnvention include one or more C3 to C6 fluoroalkenes,
preferably compounds having a formula as follows:

X!'CFR;..

where X' is a C2, C3, C4, or C5 unsaturated, substituted or
unsubstituted, alkyl radical, each R 1s independently Cl, F, Br,
I or H, and z 1s 1 to 3. Highly preferred among such com-
pounds are propenes and butenes having from 3 to 5 fluorine
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substituents, and among these tetratluoropropenes (HFO-
1234) and pentafluoropropenes (HFO-1225) are especially
preferred.

In one embodiment, the process for producing the fluori-
nated olefins of the present invention include reacting a flu-
orinated olefin starting material with a degree of halogen
substitution of N+1 having substantially the same number of
carbon atoms as the fluorinated olefin(s) to be synthesized
with a degree of halogen substitution of N. The fluorinated
olefin starting material preferably, though not exclusively, has
a degree of fluorine substitution of N+1 and 1s exposed to
reaction conditions effective to produce a reaction product
containing one or more fluorinated alkanes having the same
number of carbons atoms as the final olefin. This olefin con-
version step includes a reaction that 1s sometimes referred to
herein for convenience, but not necessarily by way of limita-
tion, as a reduction or hydrogenation step. The resulting flu-
orinated alkane 1s then converted to a fluorinated olefin hav-
ing a degree of fluorine substitution of N. This alkane
conversion step comprises a reaction that 1s sometimes
referred to herein for convenience, but not necessarily by way
of limitation, as a dehydrohalogenation reaction or more par-
ticularly in certain embodiments as a dehydrofluorination or
dehydrochlorination reaction.

Based on the foregoing, in one aspect of the present inven-
tion, the process for producing a fluoroolefin includes the
following steps:

(a) hydrogenating a compound of formula (I):

(CXHYE—H) (CRIHREE?)ECXICH?HXE—}H (I)

under conditions effective to form at least one fluorinated
alkane of formula (II)

(CXHYS—H) (CRlaREE?)ECHXCHm+lX2—m (II)

where:

cach X 1s independently Cl, F, I or Br, provided that at least
two Xs are F;

cach Y 1s independently H, Cl, F, I or Br;

each R' is independently H, Cl, F, I, Br or unsubstituted or
halogen substituted methyl or ethyl radical;

cach R, 1s independently H, Cl, F, I, Br or unsubstituted or
halogen substituted methyl or ethyl radical;

nis 1, 2 or 3;

a and b are each 0, 1 or 2, provided that a+b=2;

mis 0, 1or2; and

7z1s 0,1, 2 or 3; and

(b) dehydrohalogenating the compound of formula (II)
under conditions etlective to produce a fluoroolefin with a
lower degree of fluorine substitution than the compound of
tormula (I), preferably to produce a compound of formula
(11D):

(CX}:YS—H) (CRI .:IREE?)ZCXICH?H + IX 1-#22

(I11)

where each n 1s the same value as in formula (I) and m 1s O or
1.

In further non-limiting embodiments, the reactant of for-
mula (I) may include a three carbon olefin of formula (IA)
wherein z 1s 0, namely

CX Y, CX=CH,X,_, (IA)

to produce a three carbon alkane of formula (I1A) as follows:
(CX,.Y, ,)JCHXCH, kX5, (IIA)

where X, Y, n, and m are all as indicated above, which com-

pound 1s then dehydrohalogenated to form a compound of
formula (IIIA)

(CX,, Y3 ) CX=CH,,,, 1 X, (IIIA)

where n 1s the same value as 1 formula (IA) and m1s O or 1.
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In even further embodiments, the instant invention pro-
vides a saturated terminal carbon of the compounds of for-
mulas (I) or (IA) that 1s fully substituted with fluorine (for
example, n on the saturated terminal carbon1s 3 and each X on
that carbon 1s F). In such embodiments, the compound of
Formula (I) or (IA) 1s preferably a fluoropropene having from
three to six fluorine substituents, and potentially other halo-
gen substituents, including for example hexatluoropropene
(that 1s, Z 1s 0, n1s 3, m 15 O, and all X are F) or pentatluoro-
propene (that1s, Z1s 0, n1s 3, m 1s 1, and all X are F). The
resulting compound of formula (II) or (IIA) 1s selected from
the group consisting of, one or more of the following fluori-
nated alkanes: pentafluoropropane (HFC-245) and hexatluo-
ropropane (HFC-236), including all 1somers of each of these,
but preterably 1,1,1,2,3-pentafluoropropane (HFC-245¢b),
1,1,1,2,3,3-hexatluoropropane (HFC-236ea) and combina-
tions of these. In certain preferred embodiments the fluori-
nated alkane produced by the conversion step has a degree of
fluorine substitution of N+1.

In any of the foregoing reactions, the step wherein the
olefin 1s converted to an alkane 1s carried out under conditions
elfective to provide a formula (I) conversion of at least about
40%, more preferably at least about 55%, and even more
preferably at least about 70%. In certain preferred embodi-
ments the conversion 1s at least about 90%, and more prefer-
ably about 99%. Further in certain preferred embodiments,
the conversion of the compound of formula (I) or (IA) to
produce a compound of formula (II) 1s conducted under con-
ditions effective to provide a formula (II) or (ITA) selectivity
of at least about 60%, more preferably at least about 80%, and
more preferably at least about 90%, and even more preferably
about 100%.

In any of the foregoing reactions, the step wherein the
alkane 1s converted to a fluorinated olefin having a degree of
fluorination of N 1s carried out under conditions effective to
provide a formula (II) conversion of at least about 40%, more
preferably at least about 55%, and even more preferably at
least about 70%. In certain preferred embodiments the con-
version 1s at least about 90%, and more preferably about 95%.
Further in certain preferred embodiments, the conversion of
the compound of formula (II) to produce a compound of
tormula (I1I) 1s conducted under conditions etfective to pro-
vide a formula (III) selectivity of at least about 60%, more
preferably at least about 80%, and more preferably at least
about 90%, and even more preferably about 98%.

The Hydrogenation Step

Although it 1s contemplated that the hydrogenation or
reduction step may be conducted in batch operation, 1t 1s
preferred that the hydrogenation reaction 1s carried out as a
substantially continuous operation. While it 1s further con-
templated that the hydrogenation reaction may be conducted
in a single reaction vessel, 1n certain preferred embodiments
this reaction step may comprise two or more reactors or
reaction stages 1n parallel, 1n series, or both, or any combina-
tion of reactor designs. In addition, it 1s contemplated that the
reaction step may include one or more feed preheating or
precooling steps or stages, depending on the particulars of
cach application.

While 1t 15 possible that the reaction may 1nvolve 1n certain
embodiments a liquid phase reaction, a vapor phase reaction
or combinations of both, 1t 1s contemplated that 1n certain
embodiments the hydrogenation reaction comprises at least
liquid phase reaction stage, and 1n certain preferred embodi-
ments at least two stages of liquid phase reactions.

In certain non-limiting embodiments, and referring to FIG.
1, the hydrogenation reaction 1s provided within a system 1
that includes at least a first hydrogenation reactor 10 and a
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second hydrogenation reactor 20 for the hydrogenation of the
fluorinated olefin to form the fluorinated alkane. The starting
feed stream 3 1s provided to the first reactor 10 from a starting
source, such as a feed drum 15. Prior to entering the first
reactor 10, the starting feed stream of fluorinated olefin 1s
diluted with a fluorinated alkane product. In certain preferred
embodiments, such an alkane comprises, consists essentially
of, or consists of the targeted fluorinated alkane produced by
the hydrogenation of the starting fluorinated olefin.

In certain aspects, such as at the 1nitiation of the reaction,
the starting feed stream may be provided with fluorinated
olefin that has already been diluted with the fluorinated
alkane. In further aspects, however, the fluorinated olefin 1s
provided from the source (e.g. feed drum) 1 a substantially
pure form and 1s diluted with product stream recycled from
the first reactor 10, such as that depicted at reference number
25 of FIG. 1 and discussed 1n greater detail below. By way of
non-limiting example, in an embodiment where the starting
feed stream 1ncludes hexafluoropropene, the feed stream 1s
diluted with at least 1,1,1,2,3,3-hexatluoropropane (HFC-
236¢a). In embodiments where the starting feed stream 1s
1,2,3,3,3-pentafluoropropene (HFO-1225ye), 1t 1s diluted
with at least 1,1,1,2,3-pentatluoropropane (HFC-245¢b).

The ratio of fluorinated olefin to fluorinated alkane 1n the
diluted feed stream may be any amount that 1s effective to
control one or more parameters of the reaction, such as, but
not limited to, the temperature inside the reactor, the selec-
tivity of the product produced, the conversion percentage or
conversion rate of the product, or the like. Preferably, the
hydrogenation reaction conditions are controlled 1n the reac-
tion 1n order to achueve the desired conversion percentage of
the fluorinated olefin and/or selectivity of the targeted fluori-
nated alkane in accordance with the present mvention. In
certain non-limiting embodiments, the ratio of fluorinated
olefin to fluorinated alkane in the feed stream provided to the
first reactor ranges from about 1:3 to about 1:23, in certain
preferred embodiments from about 1:6 to about 1:22; 1n fur-
ther preferred embodiments from about 1:8 to about 1:20. It1s
to be understood, however, that such ratio are not necessarily
limiting and may be adjusted, based on the reaction per-
formed and the desired outcome (e.g. conversion percentage,
selectivity percentages, maximizing dissolution of hydrogen
in the reaction mass [1.e. if H, 1s not too soluble, the fluori-
nated alkane 1s increased so as to increase the amount in
which the H, will dissolve] and the like).

Prior to entering the first reactor, the diluted fluorinated
olefin feed stream 1s mixed with a hydrogen feed stream 35.
The amount of hydrogen provided may be any amount that 1s
elfective to control one or more of the temperature of the
reaction, the temperature inside the reactor, the selectivity of
the product produced, the conversion percentage or conver-
sion rate of the product, or the like. In certain non-limiting
embodiments, the hydrogen feed 1s provided 1n excess of the
amount of starting fluorinated olefin. That 1s, in certain
aspects, the ratio of hydrogen to fluorinated olefin 1s greater
than 1:1. The fluorinated olefin feed and hydrogen may be
mixed before the reaction using standard means, such as, but
not limited to, a static mixer 36. In other embodiments, the
ratio of hydrogen to fluorinated olefin 1s less than 1:1. It 1s to
be understood, however, that such ratio are not necessarily
limiting and may be adjusted, based on the reaction per-
formed and the desired outcome (e.g. temperature control,
conversion percentage, selectivity percentages, condition of
the feed to second reactor, and the like).

Also prior to entering the first reactor, the temperature of
the diluted olefin/hydrogen feed stream may be optionally
controlled by passing 1t through a cooling element 30. Such
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cooling element 1s used to cool the temperature of the reac-
tants 1to the first reactor as the temperature of recycle stream
50 1s hotter than the desired first reactor inlet temperature due
to the exothermic nature of the hydrogenation reaction. Since
the reduction or hydrogenation reaction of the present inven-
tion 1s generally exothermic, and usually substantially exo-
thermic, the use of such cooled material has the effect in
preferred embodiments of maintaining the reactor tempera-
ture below that which would exist if the recycle were not used,

assuming all other process conditions were maintained the
same.

As 1llustrated i FIG. 1, however, the present invention 1s
not limited to the inclusion of a precooling step and may also
include a by-pass 40 of the cooling element directly to the
reactor 10, particularly 1t the feed stream 1s at a desired
temperature or within a desired temperature range.

The hydrogenation reaction can be catalyzed using any
hydrogenation catalyst, and in certain embodiments a liquid
phase hydrogenation catalyst. According to certain preferred
embodiments of the invention, carbon or alpha-alumina sup-
ported metal catalysts are employed in the hydrogenation of
fluoroolefins to hydrofluorocarbons. Non-limiting examples
of metal components include Pd, Ru, Pt, Rh, Ir, Fe, Co, N,
Cu, Ag, Re, Os, Au, and any combinations thereof. The metal
loading can vary within a large range, e.g., from 0.1-10 wt %.
However, for noble metals such as Ru, Ph, Pd, Pt, Ir, etc., the
metal loading 1s preferably about 0.1 to about 5 wt %, and
more preferably about 0.1 to about 1 wt %. It has been dis-
covered that supported catalyst having metal concentrations
below about 0.1 wt. % are not highly effective at hydrogenat-
ing fluoroolefins or hydrofluoroolefins. Preferably, though
not exclusively, the hydrogenation catalyst 1s selected from
the group consisting of Pd on carbon, Pd/a.-Al,O;, N1/C, and
Ni1/Al,O,

While it 1s contemplated that a wide variety of hydrogena-
tion reaction temperatures may be used, depending on rel-
evant factors such as the catalyst being used and the most
desired reaction product, it 1s generally preferred that such
conditions be controlled so as to provide the reaction 1n a
liquid phase. To this end, and 1n certain non-limiting aspects,
the reaction temperature for the hydrogenation step 1s from
about 10° C. to about 500° C., preferably about from 25° C. to
about 400° C., and even more preferably from about 50° C. to
about 300° C.

It 1s further contemplated that a wide variety of reaction
pressures may be used. In the aspects of the invention, how-
ever, the pressure within the first reactor may be such that
hydrogenation reaction 1s conducted substantially in the lig-
uid phase. Such pressures may include, for example, from
about 100 psig to about 1,500 psig and 1n certain preferred
embodiments from about from 200 psig to about 1,000 psig.

Again, 1n certain preferred aspects, the hydrogenation of
the fluorinated olefin 1n the first reactor 1s limited so as to
control the exothermic nature of the reaction, and thereby the
temperature within the reactor. Hydrogenation reactions, by
nature, are highly exothermic. This 1s particularly true with
the conversion of HFP to HFC-236ea and HFO-1225ve to
HFC-245¢b, as illustrated by the negative enthalpy values
below.

CH3CF=CF;(g) + H,(g)

Pd

—» CF;CHFCHF, (g)

(B

- P) (E

F(C-236ea)

AH, =-580.5 btwlb E

'P (exothermic)
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-continued
Hy (g — CF;CHFCHF (g)

CF;CF=—=CE

f(g)  *
C0-1225ve)

(H

(H

FC-245¢eb)

AH, =-457 btw/lb H

F0O-1225vye (exothermic)

Accordingly, and 1n addition to one or more of the parameters
above, the temperature within the reactor 1s also controlled by
limiting the contact time of the fluorinated olefin, H, and the
catalyst. Such contact times may 1include but are not limited to
from about 1 to about 180 seconds preferably from about 5 to
about 60 seconds. The present mvention 1s not limited the
foregoing, and such times may also include any amount to
keep the reactor within commercially tolerable temperature
levels.

In certain non-limiting embodiments, however, the contact
times, temperature, pressure, reactant tlow/concentration,
etc. are controlled to result 1n a percent conversion of the
fluorinated olefin 1s between about 25 wt. % and about 75 wt.
%:; 1n certain preterred embodiments between about 35 wt. %
and about 65 wt. %; 1n further preferred embodiments
between about 40 wt. % and 60 wt. %; 1n even further pre-
terred embodiments between about 45 wt. % and about 55 wt.
% and 1n even further preferred embodiments about 50 wt. %.

The product stream emerging from the reactor 10 1s then
divided where a first portion 45 of it 1s provided to a second
reactor for further processing and the remaining (or second)
portion 1s recycled 50. The flow of the latter, recycled portion
1s controlled to contain an effective amount of fluorinated
olefin and fluorinated alkane product, such that when 1t 1s
combined with the pure fluorinated olefin feed stream at point
235, the resulting level of the diluted fluorinated olefin will be
in accordance with that above. To this end, and in certain
preferred embodiments, the level of fluorinated olefin 1n the
recycled portion 1s such that, when it 1s combined with addi-
tional fluorinated olefin, the resulting ratio of fluorinated
olefin to fluorinated alkane in the feed stream provided to the
first reactor may ranges from about 1:3 to about 1:25, 1n
certain preferred embodiments from about 1:6 to about 1:22;
in further preferred embodiments from about 1:8 to about
1:20.

While a myriad of other factors also may be used to deter-
mine how much of the product stream 1s recycled 45 and how
much 1s fed to the second reactor for further hydrogenation, in
certain aspects, the amount of recycle 1s determined by the
degree of exotherm (1.e. the temperature of the product
stream) that can be tolerated by the system. In certain non-
limiting aspects, 1t 1s desirable to maintain the temperature of
the product stream to less than about 200° C., 1n certain
preferred aspects to less than about 100° C., in further aspects
to less than about 50° C., and 1n even further aspects to less
than about 35° C. To this end, the amount of product stream
that 1s recycle 1s such that the resulting product of the recycle
can be maintained to within these temperatures.

The portion of the feed stream that 1s not recycled 45, 1s

then feed to the second reactor 20 for further hydrogenation
and to react the remaining fluoroolefin down to very low
concentration levels. In certain non-limiting embodiments,
the ratio of fluorinated olefin to fluorinated alkane 1n the feed
stream provided to the second reactor ranges from about 1:3
to about 1:23, 1n certain preferred embodiments from about
1:6 to about 1:22; 1n further preferred embodiments from
about 1:8 to about 1:20. It 1s to be understood, however, that
such ratio are not necessarily limiting and may be adjusted,
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based on the reaction performed and the desired outcome
(e.g. conversion percentage, selectivity percentages, and the
like).

Prior to entering the second reactor 20, the diluted tluo-
rolefin feed stream 45 1s provided with hydrogen feed stream
55, and may be mixed using standard means, such as, but not
limited to, a static mixer 66. The amount of hydrogen may be
any amount to control the temperature of the reaction, desired
rate of conversion, or the like. To this end, and 1n certain
preferred embodiments, the feed rate of hydrogen, amount/
dilution of the fluorinated olefin, reaction parameters, and the
like 1s controlled to result 1n a conversion rate that 1s greater
than, and preferably substantially greater than, the conversion
rate in the first reaction stage. In certain preferred embodi-
ments, for example, the conversion percentage in the second
reaction stage 1s from about 20% to about 99%. In further
preferred embodiments, the conversion in the second reaction
stage 1s preferably greater than 95%, and even more prefer-
ably about 100%. To this end, and in certain preferred
embodiments, the product stream exiting the second reactor
may have a level of unreacted fluorinated olefin of less than 20
ppm, preferably less than 200 ppm, and most preferably to
less than 2,000 ppm.

Also prior to entering the second reactor, the temperature
of the diluted olefin/hydrogen feed stream may be optionally
controlled by passing 1t through a cooling element 63. Such
cooling element 1s used to control the temperature of the
reactants into the second reactor as feed stream 45, which
came directly out of the 1%’ reactor, is hotter than the desired
second reactor inlet temperature due to the exothermic nature
of the hydrogenation reaction. Since the reduction or hydro-
genation reaction of the present invention 1s generally exo-
thermic, and usually substantially exothermic, the use of such
cooled matenial has the effect mn preferred embodiments of
maintaining the reactor temperature below that which would
exist if the cooling element were not used, assuming all other
process conditions were maintained the same.

Asillustrated 1n FI1G. 1, the present invention 1s not limited
to such an aspect and may also include a by-pass 70 to the
cooling element directly to the reactor 20, particularly 1t the
feed stream 1s at a desired temperature or within a desired
temperature range.

The hydrogenation reaction 1n the second reactor can be
catalyzed using any hydrogenation catalyst. According to a
preferred embodiment of the mvention, carbon or alpha-alu-
mina supported metal catalysts are employed 1n the hydroge-
nation of fluoroolefins to hydrofluorocarbons. Non-limiting,
examples of metal components include Pd, Ru, Pt, Rh, Ir, Fe,
Co, N1, Cu, Ag, Re, Os, Au, and any combinations thereof.
The metal loading can vary within a large range, e.g., from
0.1-10 wt %. However, for noble metals such as Ru, Ph, Pd,
Pt, Ir, etc., the metal loading 1s preferably about 0.1 to about
5> wt %, and more preferably about 0.1 to about 1 wt %. It has
been discovered that supported catalyst having metal concen-
trations below about 0.1 wt. % are not highly effective at
hydrogenating fluoroolefins or hydrofluoroolefins. Prefer-
ably, though not exclusively, the hydrogenation catalyst 1s
selected from the group consisting of Pd on carbon, Pd/c.-
Al,O;, N1/C, and N1/AL,O;.

While it 1s contemplated that a wide variety of hydrogena-
tion reaction temperatures may be used, depending on rel-
evant factors such as the reactant fluoroolefin, heat of reac-
tion, catalyst being used and the most desired reaction
product, 1t 1s generally preferred that such conditions be con-
trolled so as to provide the reaction 1n a liquid phase. To this
end, and in certain non-limiting aspects, the reaction tempera-
ture for the hydrogenation step 1s from about 10° C. to about
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500° C., preferably about from 25° C. to about 400° C., and
even more preferably from about 50° C. to about 300° C.

It 1s further contemplated that a wide varniety of reaction
pressures may be used, again, 1n the aspects of the invention
the pressure within the first reactor may be such that hydro-
genation reaction 1s conducted 1n the liquid phase. The reac-
tion pressure can be, for example, from about 100 psig to
about 1,500 psig and 1n certain preferred embodiments from
about from 200 psig to about 1,000 psig.

The product steam exiting the second reactor 20, can then
be optionally cooled by a cooling element 80. In certain
aspects, 1t may be optionally cooled to any final temperature
that 1s desirable for additional processing, end processing,
storage, or any other use for the products produced during the
reaction. In certain preferred aspects, the product stream 1s
cooled to a temperature from about 20° C. to about 100° C.,
more preferably from about 20° C. to about 90° C., and most
preferably from about 20° C. to about 70° C., which 1s optimal
for dehydrohalogenation (discussed below).

The s1ze and shape, and other characteristics of the reaction
vessels (e.g. first and second reactors) may vary widely with
the scope of the present invention, and it 1s contemplated that
the vessel associated with each stage may be different than or
the same as the vessel associated with the upstream and
downstream reaction stages. Furthermore, 1t 1s contemplated
that all reaction stages can occur inside a single vessel, pro-
vided that means and mechanisms necessary to control con-
version are provided in accordance with the above. For
example, itmay be desirable in certain embodiments to utilize
a single tubular reactor for each reaction stage, providing
conversion control by judicious selection of the amount and/
or distribution of catalyst throughout the tubular reactor. In
such a case, 1t 1s possible to further control the conversion in

different sections of the same tubular reactor by controlling
the amount of heat removed from or added to different sec-
tions of the tubular reactor. Means to remove heat are known
in the art and include interstage cooling of a portion of the
flow and returning to the main flow; cold shot liquid wherein
an amount of reaction product is imnjected into the intermedi-
ate stream.

Dehydrohalogenation

In certain non-limiting aspects of the ivention, the final
fluorinated alkane product stream exiting the second reactor
1s dehydrohalogenated to produce a tfluorinated olefin having
one less tluorine atom that the starting olefin. This dehydrot-
luorination step can be carried out 1n a liquid phase in the
presence of a dehydrohalogenation agent (e.g. caustic solu-
tion) or a gas phase 1n the presence of a dehydrofluorination
catalyst. It 1s contemplated that the reaction may be carried
out batchwise, continuously or a combination thereof.

In one embodiment the converting step involves a reaction
in which the fluorinated alkane (e.g. HFC-245eb and/or HFC-
236¢ea) 1s contacted with a dehydrohalogenating agent such as
KOH, NaOH, Ca(OH),, L1OH, Mg(OH),, Ca0O, and combi-
nations thereof to form the fluormmated olefin. By way of
example, 1f KOH 1s used, such a reaction may be described by
way of 1llustration, but not necessarily by way of limitation,
by the following reaction equations (1) and (2):

CF,—CHF—CHF,+KOH—>CF,CF—CHF+KF+H,0 (1)

CF,—CHF—CH,F+KOH—CF;CF—CH,+KF+H,0 (2)

The dehydrohalogenating agent may be provided as a caus-
tic aqueous solution comprising from about 2% to about
100%, more preferably from about 10% to about 50%, and
even more preferably from about 10% to about 50% by
weight of dehydrohalogenating agent. In further embodi-
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ments, the caustic solution, and preferably the dehydrohalo-
genating agent solution, 1s brought to a temperature of from
about 20° C. to about 100° C., more preferably from about 20°
C. to about 90° C., and most preferably from about 20° C. to
about 70° C. The reaction pressure 1n such embodiments may
vary, depending on particular processing parameters ol each
application. In certain embodiments, the reaction pressure
ranges from atmospheric pressure, super-atmospheric pres-
sure or under vacuum. The vacuum pressure, when used, 1n
certain embodiments ranges from about 5 torr to about 760
torr.

It 1s contemplated that the amount of dehydrohalogenation
agent (or reagent) used, or mole ratio of reagent to organic,
will vary depending on the particular parameters present in
each embodiment. In certain embodiments, the mol ratio of
dehydrohalogenating agent to fluorinated alkane 1s from less
than 1 to 3, preferably 1-1.5. In further embodiments, the
contact time, which 1s expressed as the ratio of the volume of
the reagent (ml) to the total feed flow (ml/sec) 1s from about
0.1 seconds to about 1000 seconds, and preferably from about
2 seconds to about 120 seconds.

The dehydrohalogenation reactions can be accomplished
using any suitable vessel or reactor. Such vessels or reactors
should be constructed from materials which are resistant to
corrosion, such as stainless steel, nickel and 1ts alloys, includ-
ing Hastelloy, Inconel, Incoloy, and Monel. In certain
embodiments, this reaction 1s performed using one or a series
of Continuously Stirred Tank Reactors (CSTR). In this type of
reactor, fluorinated alkane feed and dehydrohalogenating
agent would be fed continuously into the reactor and the
resulting product stream formed would be fed into a con-
denser or distillation column for separation of fluorinated
olefin product (e.g. 1223ye and/or 1234vy1) from and un-
reacted fluormated alkane, as well as other by-products of the
reaction.

In certain embodiments, spent dehydrohalogenating agent
1s removed from the product stream either periodically or
continuously and 1s recycled back to the reactor for reuse. As
noted previously, Applicants have discovered that, during
continuous processing the reaction proceeds until either the
fluorinated alkane reactants or dehydrohalogenating agent 1s
consumed. This increases costs of productivity because the
reactor must be dismantled upon completion of the reaction to
remove the salt and/or salt solutions. By recycling the dehy-
drohalogenating agent and by-product salts, however, such
costs may be reduced and the system made more efficient.

Spent dehydrohalogenating agent and by-product salts
(e.g. metal fluonide salts) may be withdrawn from the reactor
by a product stream either continuously or intermittently
using one or more known separation techniques. To this end,
spent dehydrohalogenating agent separation may occur using
any known compound separation techniques, such, but not
limited to, distillation, phase separation, etc. In certain
embodiments, withdrawal of spent dehydrohalogenating
agent 1s especially beneficial for component separation as 1t
allows for facile separation of organic and dehydrohalogenat-
ing agent. This 1n turn leads to lower cost associated with
design and operation of complicated and highly specialized
separation equipment.

The product stream containing spent dehydrohalogenating
agent typically carries with 1t some dissolved fluorinated
alkane. By stopping the stirrer and then removing spent dehy-
drohalogenating agent during the time agitation 1s stopped.,
separation of dehydrohalogenating agent and such alkane can
be facilitated. Spent dehydrohalogenating agent and dis-
solved alkane would be taken into a container where addi-
tional separation of dehydrohalogenating agent and alkane
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can be accomplished using one or more of the foregoing
separation techniques. In one non-limiting embodiment, for
example, KOH 1s separation by distillation, 1.¢. by heating the
alkane just above its boiling point, thus fractionating 1t from
the spent KOH. Alternatively, one can use phase separator to
separate between the two phases. The organic free KOH
isolate can be immediately recycled to the reactor or can be
concentrated and the concentrated solution can be returned to
reactor.

The by-product salt can also be 1solated and converted back
to the dehydrohalogenating agent used known methods.
When KOH 1s used as the dehydrohalogenating agent, for
example, KF 1s formed as a by-product salt. Such salt may be
converted back to KOH and recycled back to the dehydroha-
logenation reaction. For example, Ca(OH), can be used for
KF conversion according to reaction below.

DKF+Ca(OH),—2KOH+CaF,

CaF, will precipitate from the foregoing reaction while KOH
1s 1solated and recycled back to reactor. Recycling of spent
dehydrohalogenating agent leads to better efficiency of the
reagent use. Moreover, the use of recycling of the by-product
salt reduces dehydrohalogenating agent use, reduces costs of
reagents and costs associated with disposal of the salt, and/or
purchase of new raw material.

In another embodiment the dehydrohalogenation step
involves a reaction in which the fluorinated alkane (e.g. HFC-
245eb and/or HFC-236ea) 1s contacted with a dehydrohalo-
genating catalyst in the vapor phase. The process involves the
catalytic conversion of HFC-245eb and/or HFC-236ea by
dehydrofluorinating HFC-245¢eb or HFC-236¢a to form the
fluorinated olefin. By way of example, 11 a vapor phase cata-
lyst 1s used, such a reaction may be described by way of
illustration, but not necessarily by way of limitation, by the
following reaction equations (1) and (2):

(1)

catalyst

CF;— CHF —CHF, » CF,CF=CHF + UF

(2)

catalyst

- —CHLb CH;CF=—=CH, + HF

-

CF;—CL

Vapor phase dehydrofluorination reactions are well known
in the art. Preferably dehydrofluorination of HFC-245¢eb and
HFC-236¢a 1s done 1n a vapor phase, and more preferably 1n
a fixed-bed reactor 1n the vapor phase. The dehydrofluorina-
tion reaction may be conducted 1n any suitable reaction vessel
or reactor, but it should preterably be constructed from mate-
rials which are resistant to the corrosive effects of hydrogen
fluoride such as nickel and 1ts alloys, including Hastelloy,
Inconel, Incoloy, and Monel or vessels lined with fluoropoly-
mers. These may be single or multiple tubes packed with a
dehydrofluornating catalyst which may be one or more of
fluorinated metal oxides in bulk form or supported, metal
halides 1n bulk form or supported, and carbon supported
transition metals, metal oxides and halides. Suitable catalysts
non-exclusively include fluorinated chromia (fluorinated
Cr,0,), fluorinated alumina (fluorinated Al,O,), metal fluo-

rides (e.g., CrF;, AlF;) and carbon supported transition met-
als (zero oxidation state) such as Fe/C, Co/C, N1/C, Pd/C or

transition metals halides. The HFC-243eb or HFC-236¢a 1s
introduced 1nto the reactor either 1n pure form, impure form,
or together with an optional 1nert gas diluent such as nitrogen,
argon, or the like. In a preferred embodiment of the invention,
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the HFC-245eb or HFC-236¢a 1s pre-vaporized or preheated
prior to entering the reactor. Alternately, the HFC-245¢eb or
HFC-236¢a 1s vaporized inside the reactor. Useful reaction
temperatures may range from about 100° C. to about 600° C.
Preferred temperatures may range from about 150° C. to °
about 450° C., and more preferred temperatures may range
from about 200° C. to about 350° C. The reaction may be
conducted at atmospheric pressure, super-atmospheric pres-
sure or under vacuum. The vacuum pressure can be from

about 5 torr to about 760 torr. Contact time of the HFC-245¢b
or HFC-236ea with the catalyst may range from about 0.5
seconds to about 120 seconds, however, longer or shorter
times can be used.

The resulting products may be 1solated from the product
stream using one or more methods known in the art and
purified accordingly.

In certain non-limiting aspects of the foregoing hydroge-
nation and dehydrohalogenation reactions, the starting
reagents hexatluoropropene (HFP) and/or HFO-1225ye are
hydrogenated to produce the fluorinated alkanes HFC-236¢a
and HFC-245eb, respectively. That 1s HFP and/or HFO-
122ye are hydrogenated in accordance with two stage reac-
tion methods provided herein to produce a reaction produced
comprising HFC-236ea and/or HFC-245¢eb. HFC-236¢a 1s
then dehydrohalogenated to produce HFO-1225ve, and HFC-
245eb 1s dehydrohalogenated to produce HFO-1234vyT.

In even further embodiments the hydrogenation and dehy-
rohalogenation steps may be performed in series to convert
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clectrical heat tape and insulated. It was packed with nickel
mesh to facilitate heat transfer and mixing. The second length
had a 14" profile probe inserted inside it from top to bottom to
monitor the catalyst bed temperature. The reactor was loaded
with about 21 grams (50 cc) of Aldrich 1% Pd/C catalyst and
had electrical heat tape and 1nsulation around 1t for heating.
The catalyst was treated prior to 1nitial startup by flowing 200
ml/min H, over the catalyst starting at room temperature and

heating up to a hot spot of 225° C. The temperature was held
at 225° C. for 8 hours.

Three experiments were run using a diluted hexatluoropro-
pene (HFP) feed 1n the intended product hexafluoropropane
with the goal of achieving about 50% conversion of HFP
while managing the heat of reaction. The experiments were
run at about 290 psig and 200° C. Experiment 1 used a feed
that had about 7.5 GC area % HFP. The average conversion
for the 12 hour experiment was 50.5% when using a 0.55:1
mole ratio of H, to HFP. The selectivity for desired products
was 98.0%. Experiment 2 used a feed that had about 12.7 GC
area % HFP. The average conversion for the 10 hour experi-
ment was 50.2% when using a 0.55:1 mole ratio of H, to HFP.
The selectivity for desired products was 98.6%. Experiment 3
used a feed that had about 20.5 GC area % HFP. The average
conversion for the 12 hour experiment was 57.2% when using
a 0.6:1 mole ratio of H, to HFP. The selectivity for desired
products was 98.4%. Temperature control within the reactor
was not an 1ssue when the goal of about 50% HFP conversion
was achieved.

Experimental data can be found 1n Tables 1 and 2 below.

TABL

(L.

1

(3C area % of the various diluted HFP feed materials used for experiments 1-3

1234ze

Exp# HEP 1234yt 1225yez 236ea  2541s0  245fa  245eb CIS 254ib  others

1 7.545  0.027
2 12.742  0.037
3 20,497  0.033

40
HFP into HFO-1234y1f. That 1s, HFP 1s hydrogenated in

accordance with the two stage reaction methods provided
herein to produce the fluormated alkane HFC-236ea HFC-
23 6¢a 1s then dehydrohalogenated to produce HFO-1225ve,
which 1s then 1solated and halogenated, in accordance with 45
the two stage reaction methods discussed herein, to produce
HFC-245¢eb. This alkane 1s then dehydrohalogenated in

accordance with the methods provided herein to produce
HFO-1234y1.

50

EXAMPLES

The following examples are provided for the purpose of >
illustrating the present invention but without limiting the

scope thereof.

60

Examples 1-3

Hexafluoropropene—1* Stage Reaction Studies
63
A reactor was constructed of 2 parallel lengths of 12" SS
tubing. The first length was the preheater and was heated by

0.138  90.001 0269 0.183 0.237 0.087 1342 0.171

0.227 84956 0.264 0.17 0.262 0.005 1.144 0.193

0.309 76.949 0236 0.175 045 0 1.079  0.272
TABLE 2

Summary of HFP hydrogenation experiments 1-3

Average
selectivity
of useful
products
Organic (1234v1,
feed H2:HFP Tem- Average 1225ve,
Pressure  rate mole perature HEP 236ea,
Exp# (Psig)  (Ib/hr) ratio (°C.) conversion  245eb)

1 290 1.085 0.55 200 50.5 98.0
2 290 1.085 0.55 200 50.2 98.6
3 290 1.085 0.6 200 57.2 98.4

Example 4

Hexafluoropropene—1°’ Stage Reaction Studies

The reactor effluent stream from Example 1 1s fed into a
second hydrogenation reactor along with a small stoichiomet-
ric excess amount of H, compared to the total amount of
olefins 1n the feed. The reactor design 1s the same as used for
Example 1-3. The reactor 1s loaded with about 23 grams (50

cc) of Aldrich 1% Pd/C catalyst and has electrical heat tape
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and 1nsulation around 1t for heating. The catalyst 1s pretreated
in the same way as Example 1-3. The organic feed contains
about 3.25 GC area % HFP and 1s fed at a rate of 0.75 lb/hr.
The reactor 1s run at a pressure of 200° C. and at a pressure of
about 300 psig. The reactor effluent 1s analyzed by GC and 1s
found to contain only 0.05% HFP. The selectivity to the

desired hexafluoropropane product 1s >98.5%.

Examples 5-7

1,2,3,3,3-Pentafluoropropene—1°* Stage Reaction
Studies

A reactor was constructed of 2 parallel lengths of 12" SS
tubing. The first length was the preheater and was heated by
clectrical heat tape and insulated. It was packed with nickel
mesh to facilitate heat transfer and mixing. The 2”¢ length had
a 13" profile probe 1nserted 1nside 1t from top to bottom to
monitor the catalyst bed temperature.

50 cc (20.8 grams) of fresh Aldrich 1% Pd/C were charged
to the 2" ODx30" L tube reactor. The catalyst was treated
prior to initial startup by flowing 200 ml/min H, over the
catalyst starting at room temperature and heating up to a hot
spot of 225° C. The temperature was held at 225° C. for 8
hours.

Three experiments were run using a diluted 1,2,3,3,3-pen-

tatluoropropene (1225ye) feed 1n the mntended product 1,1,1,
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2.,3-pentafluoropropane (245¢b) with the goal of achieving

about 50% conversion of 1225ye while managing the heat of
reaction. The feed for all three experiments contained about
11.4% combined 1225ye Z and E 1somers, but also contained
about 2.5 GC area % of the unsaturated fluorinated olefin

HFP. Experiment 1 was run at a temperature of 80° C. and at

a pressure of 395 psig. The average conversions for the 8 hour
experiment were 39.9% for 1225ye (combined Z and E 1s0-
mer) and 99.7% for HFP when using a 0.55:1 mole ratio of H,
to 1225ye/HFP combined. This was a utilization of about
96.7% of the H,, fed. The selectivity for 245eb was 98.6%.
Experiment 2 was run at a temperature of 200° C. and at a
pressure of 395 psig. The average conversions for the 9 hour
experiment were 36.2% for 1225ye (combined Z and E 1s0-
mer)and 96.6% for HFP when using a 0.55:1 mole ratio of H2
to 1225ye/HFP combined. This was a utilization of about
90.6% of the H2 fed. The selectivity for 245eb was 98.9%.

Experiment 3 was run at a temperature of 100° C. and at a
pressure of 395 psig. The average conversions for the 9 hour
experiment were 38.5% for 1225ye (combined Z and E 1s0-
mer)and 99.1% for HFP when using a 0.55:1 mole ratio of H2
to 1225ye/HFP combined. This was a utilization of about
95.0% of the H, fed. The selectivity for 245eb was 99.4%.
Temperature control within the reactor was not an 1ssue when
the goal of about 50% 1223ye conversion was achieved.
Experimental data can be found 1n Tables 3 and 4 below.

TABLE 3

Feed Compositions for Exp# 1225ye-1, 1225ve-2, and 1225vye-3

GC Area %
Exp 1234yt 1225yeZ 1225yee 254eb 236ea 245eb 254ib  others
1225ye-1-3 2.49 10.95 0.43 4.40 0.00 81.41 0.13 0.18
TABLE 4
Experimental Data Summary for Exp# 1225ve-1, 1225ye-2, 1225ye-3
Overall
1225ve(Z)
and
1225ve(E) 1234yt 254eb  245eb 245ifb Others  Cal. H2
Con. Conv. Sel. Sel. Sel. Sel. consumed
Exp# Conditions (molar %) mol% mol% mol% mol% mol. % (%)
1225ye-1 80 C., 395 psig, 39.9 99.7 0.8 98.6 0.6 0.0 96.7
0.55 H2/olefin
1225ye-2 200 C., 395 psig, 36.2 96.6 0.6 98.9 0.5 0.0 90.6
0.55 H2/olefin
1225ye-3 100 C., 395 psig, 38.5 99.1 0.0 99.4 0.6 0.0 95.0

0.55 H2/olefin
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Example 8

1,2,3,3,3-pentafluoropropene—2"¢ Stage Reaction
Studies

The reactor effluent stream from Example 5 is fed into a 2%
hydrogenation reactor along with a small stoichiometric
excess amount of H2 compared to the total amount of olefins
in the feed. The reactor design 1s the same as used for
Example 5-7. The reactor 1s loaded with about 23 grams (50
cc) of Aldrich 1% Pd/C catalyst and has electrical heat tape
and msulation around 1t for heating. The catalyst is pretreated
in the same way as Example 5-7. The organic feed contains
about 6.8 GC area % HFP and 1s fed at arate o1 0.55 1b/hr. The
reactor 1s run at a pressure of 100° C. and at a pressure of
about 400 psig. The reactor effluent 1s analyzed by GC and 1s
found to containonly 0.1% 1225yeE and 1225yeZ. The selec-
tivity to the desired 1,1,1,2,3-pentatluoropropane (245¢b)
product 1s >98.0%.

What 1s claimed 1s:
1. A method for producing at least one fluorinated alkane
comprising;
a. providing to a first reactor a liquid phase starting material
stream comprising at least one alkene according to For-

mula (I)

(CXHYB—H) (CRlaREE?)ECXICHmXE—m

(D

and at least one alkane according to Formula (II)

(CXHY3—H) (CRIHREE?)ECHXCHH:+1X2—?H (II)

where:
cach X 1s independently Cl1, F, I or Br, provided that at least
two Xs are F;
cachY 1s independently H, Cl, F, I or Br;
each R' is independently H, Cl, F, I, Br or unsubstituted or
halogen substituted methyl or ethyl radical;
cach R, 1s independently H, Cl, F, I, Br or unsubstituted or
halogen substituted methyl or ethyl radical;
nis 1, 2 or 3:
a and b are each 0, 1 or 2, provided that a+b=2;
mis 0, 1 or 2; and
71s 0, 1, 2 or 3, wherein a ratio of the alkene of formula I to
the alkane of formula II 1s from about 1:6 to about 1:22,
b. hydrogenating the starting material stream to produce an
intermediate material stream by contacting said starting
material stream with a reducing agent such that from
about 35 wt % to about 65 wt % of the alkene of Formula
I 1s converted to the alkane of Formula IT and wherein the
selectivity to said alkane of Formula II 1s at least about
30 wt %;
c. separating a portion of the intermediate product stream
into at least a first intermediate product stream compris-
ing the alkene of formula I and the alkane of formula II
and a second intermediate product stream comprising
the alkene of formula I and the alkane of formula II,
wherein the ratio of the alkene of formula I to the alkane
of formula II 1n said second intermediate product stream
1s from about 1:8 to about 1:20;
d. recycling the first intermediate product stream to step b;
and
¢. hydrogenating the second intermediate product stream
in a second reactor to produce a final product stream.
2. The method of claim 1 wherein said reducing agent 1s
H.,.
3. The method of claim 1 wherein a ratio of the fluormated
alkene to the fluorinated alkane of the starting material feed

stream 1s from about 1:8 to about 1:20.
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4. The method of claim 1 wherein step b results 1n a percent
conversion of the fluorinated alkene 1n the starting material
feed stream of between about 45 wt. % and about 55 wt. %.

5. The method of claim 1, further comprising adjusting a
ratio of the fluorinated alkene to the fluorinated alkane 1n first
intermediate product stream before recycling 1t to step b.

6. The method of claim S wherein a ratio of the fluormated
alkene to the fluorinated alkane of the first intermediate prod-
uct 1s from about 1:3 to about 1:25.

7. The method of claim 5 wherein a ratio of the fluorinated
alkene to the fluorinated alkane of the first intermediate prod-
uct 1s from about 1:8 to about 1:20.

8. The method of claim 1 wherein the final product steam
comprises less than 20 ppm of the fluorinated alkene of for-
mula I.

9. The method of claim 1 wherein the final product steam
comprises less than 200 ppm of the fluorinated alkene of
formula I.

10. The method of claim 1 wherein said alkene of formula
I comprises hexatluoropropylene or 1,2,3,3,3-pentatluoro-
propene.

11. The method of claim 1 wherein said alkane of formula
II comprises 1,1,1,2,3,3-hexatluoropropane or 1,1,1,2,3-pen-
tatluoropropane.

12. The method of claim 1, further comprising dehydroha-
logenating said final product stream to produce a first tluori-
nated olefin of formula I and a second fluorinated olefin of
formula I, wherein the second fluorinated olefin of formula 1
1s different than said first fluorinated olefin of formula I.

13. The method of claim 12, wherein the second fluorinated
olefin of formula I has one less fluorine atom that the first
fluorinated olefin.

14. The method of claim 1, wherein the hydrogenating step
(a) occurs 1n the presence of a catalyst selected from the group
consisting of Pd on carbon, Pd/a.-Al,O,, N1/C, and N1/A1,0O,.

15. The method of claim 1, wherein the hydrogenating step
(e) occurs 1n a liquid phase reaction.

16. The method of claim 15, wherein the hydrogenating
step (e) occurs 1n the presence of a catalyst selected from the
group consisting of Pd on carbon, Pd/a-Al,O,, N/C, and
Ni1/Al,Os;.

17. A method for producing a fluorinated alkane compris-
ng:

a. providing a liquid phase starting material stream to a first
reactor comprising hexafluoropropene and 1,1,1,2,3,3-
hexafluoropropane, wherein a ratio of the hexafluoro-
propene to hexafluoropropane 1s from about 1:6 to about
1:22;

b. hydrogenating the starting material stream with a reduc-
ing agent such that at least a portion of said hexatluoro-
propene 1s converted to 1,1,1,2,3,3-hexafluoropropane
and to produce an itermediate stream comprising
hexafluoropropene and 1,1,1,2,3,3-hexafluoropropane,
wherein from about 35 wt % to about 65 wt % of the
hexafluoropropene 1s converted and wherein the selec-
tivity to said 1,1,1,2,3,3-hexafluoropropane of Formula
II 1s at least about 80 wt %:;

C. separating a portion of the intermediate product stream
into at least a first intermediate product stream compris-
ing hexafluoropropene and 1,1,1,2,3,3-hexatluoropro-
pane and a second intermediate product stream com-
prising hexafluoropropene and 1,1,1,2,3,3-hexafluoro-
propane;

d. recycling the first intermediate product stream to step b;
and

¢. hydrogenating the second intermediate product stream
in a second reactor to produce a final product stream.
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18. A method for producing a fluorinated alkane compris-

ng:

a. providing a liquid phase starting material stream to a first

reactor comprising 1,2,3,3,3-pentafluoropropene and
1,1,1,2,3-pentafluoropropane, wherein a ratio of 1,2,3,
3,3-pentafluoropropene to 1,1,1,2,3-pentatluoropro-
pane 1s from about 1:6 to about 1:22;

b. hydrogenating the starting material stream with a reduc-

ing agent such that at least a portion of said 1,2,3,3,3-
pentatluoropropene 1s converted to 1,1,1,2,3-pentatluo-
ropropane and to produce an intermediate stream
comprising 1,2,3,3,3-pentatluoropropene and 1,1,1,2,3-
pentafluoropropane, wherein from about 35 wt % to
about 65 wt % of the 1,2,3,3,3-pentafluoropropene 1s
converted and wherein the selectivity to said 1,1,1,2,3-
pentafluoropropane 1s at least about 80 wt %;

. separating a portion of the intermediate product stream

into at least a first intermediate product stream compris-
ing 1,2,3,3,3-pentatluoropropene and 1,1,1,2,3-pen-
tatluoropropane and a second intermediate product
stream comprising 1,2,3,3,3-pentafluoropropene and
1,1,1,2,3-pentafluoropropane;

d. recycling the first intermediate product stream to step b;

C.

and

hydrogenating the second intermediate product stream
in a second reactor to produce a final product stream.

¥ H H ¥ ¥
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